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Description 

This invention relates to the bottling of ultra high purity chemicals used in the manulacture of integrated circuits. 
The need for higher purity semiconductor chemicals continues to evolve to meet the requirements associated with 
5 the increasing complexity of the integrated circuit process. Close attention must be paid to all contamination sources 
that can affect the purity of the process chemical from chemical manufacturing to point of use. One solution is described 
in U.S. Patent 5,242,468 Clark where ultra-high purity liquid cleaning and etching agents are prepared at the site of use 
from gaseous raw materials. Such high purity is compatible with semiconductor manufacturing standards which are 
defined as a resistivity of ultra pure water of at least 1 8 megohm-cm at 25'*C, less than atxiut 25 ppb of electroytes other 
10 than said agent itself, a particulate content of less than l50/ml and a particle size less than 0.2 pm, a miciooganism 
content less than l0/ml and total organic cartjon less than 100 ppb. The chemical container represents the yeatest 
potential source of ionic, organic and particulate contamination. 

Most container manufacturing facilities are not in deanroom environments. Transportation of the container from the 
manufacturing facility to the chemical packaging ^cillty introduces additbnal contamination. Because of undean man- 
15 ufacturing and transportation contamination, drums and bottles for high purity chemicals nrwst be deaned t»efore they 
are filled with high purity chemicals 

An integrated container manufaduring and chemical packaging fadlity can alleviate many of these contamination 
problems. Critical issues in container manufacturing and packaging indude material of construdion resin selection, 
environmental contamination, and control of the blow-molding operation. In this invention contrdling and integrating the 
20 manufacturing and packaging operation controls partide contamination and reduces all metallic contamination to less 
than 1 part per billion. 

As the microeledronics industry follows a constant evolutionary path, raw nrmterial and equipment suppliers to this 
segment must do likewise to meet the needs of this changing market Increasing device complexity has led to shrinking 
geometries which in turn has heightened the concern over impurities contacting the wafer surface. In order to achieve 

25 the required purity of process chemicals at the surface of the wafer, a synergistic approach is essential in order to 
address all of the potential sources of chemical contamination. These sources indude the raw materials, the diemical 
synthesis process, the purification process, the packaging process, the chemical container, and the distritHJtton process 
to the wafer fatjrication fadlity. As the purity requirements for process chemicals become more stringent, the quality of 
the packaging containers must improve to maintain purity as chemicals are transported and stored prior to use. 

30 In order to understand and eliminate the container's contrbution of contaminates (metallic and particulate) to the 
wafer process, it is importam to charaderize tlie entire container fabrication and tiandling process. The parameters that 
influence the cleanliness of a chenical container are: 

Materials of construdkin or resin t^e {chemk:al compatibility). 
35 • Cleanliness of the resin manufacturing process. 

Cleanliness of the blow molding fatsricatbn process. 

Cleanliness of the environment after the container is fabricated. 

Container harxliing steps prior to washing arrd filling. 

Container washing process. 
40 • Cleanliness of the environment used to clean and fill the container 

The production requirements of a container used to package electronic grade chemicals far exceed those found in 
the standard industry or consumer market. Strid attention must be paid to the plastic resin raw materials used in the 
[xocess as well as the air used in the t^ow mdding process. Even if the resin and air are perfect, events await ttie bottle 

45 after the mdding process that can contaminate it, making it unfit for use in high purity chemical packaging. In order to 
produce a dean container and maintain that state of deanliness through the packaging process, it has been discovered 
that building a deanroom one gallon tx}ttle manufaduring fadlity adjacent to the deanroom chemical packaging area 
eliminates the potential for contamination of the chemicals produced. This is the "integrated fadlity" of tNs invention. 
Proper resin selection is important. High density polyethylene (HOPE) is the t»est dioice for packaging eledronic 

50 chemicals due to its excellent chemical resistance, strength, impad resistance and ease of fabrication for various size 
containers (Hackett T. B. and K. DillenbecK "Characterization of Polyethylene as a Packaging Material for High Purity 
process Chemicals", Proceedings - Institute of Environmental Sdences, 39th Annual Technical Meeting, Las Vegas, NV 
May 2-7, 1993). As there are numerous sources of high density polyethylene, these must be evaluated to assess their 
suitability for electronic chemical applications. 

55 Since a metallic catalyst is used in the manufadure of HOPE resins and the catalyst remains in the resin, there is 
a posstoltty that residual catalyst might leach from the polyethylene and into process chemicals. Catalyst metals are typ- 
ically chromium or titanium. Before a HOPE resin is seleded for use in a semicondudor packaging application, a test 
for metal leachables must k>e performed. In add'rtion to metal catalyst remnants, it has been shown that many metals 
are leached from HOPE containers which may not originate from the resin but instead from the container manufacturing 
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process ("Determination of LeachaWe Metallic Impurities from Semiconductor Chemical Packaging Material", Proceed- 
ings - Microcontamination 94 Conference, Santa Clara, CA, Oct 4-6, 1994, Talasek. T, Hall, L. Mallini, L. and Sewall, 
v.). 

Another important factor in selecting a HOPE resin is the level of organic leachaWes. Since polyethylene is suscep- 

5 tible to oxidation by exposure to heat or ultraviolet radiation, additives are typically compounded into HOPE resins. 
Processing stabilizers commonly used are phenolic and phosphite compounds which scavenge free radicals. Light sta- 
bilizers usually are hindered amines which limit ultraviolet damage to the polyethylene. The level of organics in HDPE 
resin can be determined by Soxhiet extraction techniques, supercritical fluid extraction ("Determination of teachable 
Organics from Semiconductor Chemical Packaging Material by Supercritical Fluid Extraction", Proceedings - Microcon- 

10 tamination 94 Conference, Santa Clara, CA. Oct. 4-6, 1994- Talasek T, Hall, L., Vanatta, L. and Knowles. D.), or head- 
space gas cfvomatography. Considerable variation exists in the level and composition of organic leachable material 
among the various sources of HDPE resin manufacturers. Organics that are leached from the polyethylene bottle can 
be found and quantified in process chemicals ("Determinatjon of Trace Organic Impurities in Semiconductor Processing 
Chemicals". Proceeding - Microcontamination 91 Conference and Exposition. San Jose. CA, Oct. 16-18. 1991 - 

IS Camenzind, M., Tan. S. and Balazs, M. and "Identifying Organic Inrpurities in Inorganic Process Chemicals by Solid- 
Phase Extractions", Microcontamination, 11(6), 43-45, 1993 - Talasek, t, Vanatta. L.. Lucero, B., and Schoenke, T). 
The effect of these organics in the chemicals can range from discoloration of the liquid to increased potential for particle 
shedding of the container over time. As a worst case, these organics can leave residues on the wafer surface. TTie 
severity of the problem is directly related to the anxxint of organic leadiables present in the resin and thus an important 

20 resin selection criterion is achieving a low organic leachable level. 

In a typical blow molding operation, conveyers, grinders, material handing equipment, artd the blow moldir^ 
machine introduce numerous particles to the production environment. The operating environment can be open to the 
outside environment or loading dock facilities where air particle levels are high It is not unusual to measure air particle 
counts and find in excess of one million particles greater than 0.3 »im in size per cubic foot of air. Container manufac- 

25 turers are generally not aware of contamination control issues and do not appreciate the importance of controlling par- 
ticles in the nromfacturing areas. However, in semiconductor chemical packaging applications, the air quality at the 
bottle manufacturing location is very important. 

In the blow mokJing process. moHen polyethylene is extruded into a circular partson. The container mokis are 
clamped around the parison and compressed air is injected to inflate the molten parison to form the container. If, in this 

30 process, the compressed air contains particles then these particles will impinge on tiie interior surface of the container. 
As the container cools and solidifies, the particles tiecome physically attached. These particles are difficult to renrK3ve 
by simple washing of the container. Therefore, the air used in blow molding containers must be filtered to a high level to 
prevent bottie contarnnation. 

Most polymeric materials have high electrical resistivity and thus retain electrk;ai cfiarges for a long time. Static 

35 charges on plastic bottles originate when the polyethylene resin is extruded and blown in contact with the metal molds. 
The loosely held electrons on the molds migrate to the freshly blown container resulting in a static charge. The static 
charges from various bottle manufacturers were measured by a Simco FM 200 Elect'ostatic Field Meter. Static charges 
from 2000 to 5000 volts are typical but charges ip to 50.000 volts have been recorded on blow mokfed bottles. 

Static charge on botties can be detrimental in several ways. The static charge attracts atmospheric particles that 

40 may find their way into the containers, resulting in higher particle counts in tiie process chemical. It is more likely tiiat 
the particles will attach themselves to the outside of the container. In tiiis case tiie particles on the t>otttes will be carried 
irrto tiie wafer fabrication area. Air ionizers in the fab would neutralize tiie charge and result in a contaminating particle 
burst. Static charge is also a safety issue because of the possibility of ignition of flammat>le vapors in the bottle filling 
operation. 

45 Two separate static control systems are installed in tiie bottie manufacturing facility to r^nove static charges from 
the t>ottie8. Both systems use electrical discharge, which is the most commonly used method for the control of static 
electi'icity ("Static Forces and Magnetic Fields - Part 1: Research on Adhesion of Particles to Charged Wafers Critical 
in Contamination Control" - Microcontamination, October 1989 -Ohmi, T, Inaba, H., and Takenamr, T). For these sys- 
tems no radioactive source is present and tiius no potential for a^ha particle contamination is introduced. Directly after 

50 tiie anneaUng operation, botties are conveyed under an ton Systems' 2STAT Model 6664 ISOSTAT FLOWBAR. This air 
ionizer is designed to work in a dynamic air ftowing system This ISOSTAT FLOWBAR is placed under a high effteiency 
particulate air filter which ttlows clean ionized air over the newly manufactured bottles. 

To further ensure that static charges are removed from ttie bottles a self-contained ionizing chamber, ZSTAT f^el 
6210 is installed in the tunnel conveying the one gallon HDPE t»ottles from the tx)ttle manufacturing deanroom into the 

55 twttle filling deanroom This gas tonizer is connected to a filtered conpressed air source flowing past tungsten alloy 
emitter pins. The surface in contact witii the flowing gas is made of TEFLON casting for specif k: use for deanroom appli- 
cations. This tonized air is swept around tiie containers and neutralizes electiical charges on tiieir surfaces. 

This fadlity is designed witii features that isolate particle generating sources tiiat couki contaminate tiie one gallon 
blow mokled botties. A major feature is the isolation of tiie t>low moWing machine head from ttie body of the extruder. 
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This isolation separates major particle generating sources from the cleanroom The blow molder Is a 15 ton Unlloy recip- 
rocating screw with irrtermitlent extnjsion and a 100 HP rotary drive. Heating elements and hydraulic pneumatic valves 
used to operate the system are isolated from the bottle forming step. Oil leaks from the high pressure hydraulics on 
molding machines are possible and thus represent a possible organic contamination source in blow molding operations. 

5 A room was built arourxl the molding machine to eliminate all these particle generating sources. 

Another major source of particles Is in the movement of polyethylene resin pellets to the blow molder. An air blower 
on top of the blow molder is actuated when additional resin is required. By isolating this piece of equpment the working 
area is not contaminated. Other operations that are remote to the blow moving process are the grinder.regrind bin, 
blender, and vacuum system that removes resin from the sila All this equqpment (including the molding machine) is 

10 housed in a room separate from the molding floor and remains at a lower pressure than the cleanroom mokling area to 
ensure contamination-free manufacturing of the tdow molded bottles. 

Today's blow molding process is much advanced over a decade earlier. T^ese advances result in superior bottles 
in terms of uniformity and consistency. One such developmerrt Is in the ccrrtrol of resin placement In the molten parison. 
After the polyethylene resin is melted in the extruder, the melt is pushed through an annular die to form the parison. 

15 Since the bottle contains curves, pinch off points, handles, and cfianging dimensfons, ideally the parison profile should 
vary to compensate for the changing bottte dimensions. The blow molder, used at this facility, allows for one hundred 
dimension adjustments throughout the length of the parison to altow the optimum amount of resin to be placed In the 
bottle. 

Another area of Improvement is in the area of mold design. The impact of sufficient moW cooling and control Is crit- 
20 ical to maintain bottle dimensions. The impact of failing to control neck and thread dimensions can result in drop test 
fiailures and leaky containers. Recent advances in automation in the Uniloy f^ACO 8000 controller allows for consistent 
round the clock production of the blow molding process. 

The quality of air used in t>ottle manufacturing is an important variable to overall bottle cleanliness. The three spe- 
cific areas that require highly filtered air are: blow air which is used to inflate a molten polymer parison, leak detector air 
S5 which is blown directly into bottles, and air in the general manufacturing environment. The primary concern is the blow 
air quality. If this air is partide-laden, particles vwll inpinge on the inside surface of the container and become attached. 
These attached particles are difficult to remove by washing the container and will ren^in attached until solvated by 
aggressive process chemicals. Therefore, it is essential that the blow air be highly filtered and contain a low level of par- 
ticle contamination. The effect of blow air quality on process chemical has previously been detemnined ("Understanding 
30 the Particle Shedding Phenomena in Polyethylene Container for Semiconductor Process Chemicals", Proceedings - 
Microcontamination 91 Conference and Exposition, San Jose, CA, Oct. 16-18, 1991 - Hackett. T.B.. and Dillenbeck, K.). 
When no bbw air filtration is used, particle counts in sulfuric add are initially higher and shedding of particles into the 
process chemical is continuous. Whereas if air purification is used, particle levels in the sulfuric add remained constant 
over the testing period. 

35 Air used in the leak detector must also be highly filtered. A leak detector is a quality assurarx;e test to ensure the 
the integrity of each bottie. Each twttle is pressured with air and multiple pressure readings are taken. For a hole in a 
bottle greater than 1 mm diameter the final pressure reading is a fraction of the initial pressure reading and the bottle is 
rejected. Smaller holes in botties are detected by comparing the change in pressure readings of the previous bottle with 
the cun^ent bottte being tested. Since this leak detector air is injected directly into each bottie, this air should t>e low In 

40 partides. The quality of air in the manufacturing facility is important to preserve ttie exterior bottle deanliness. The static 
charge on plastic botties atb-ads partides in tiie air. Particles attached to the exterior of the bottle are likely to be carried 
into the wafer fabrication area as a possible contamination source. Air quality in the txtUe manufocturing area is moni- 
tored at various locations in the cleanroom on a routine basis. 

The overall manufacturing area was designed to contain enough high effidency particulate air filtration to otstain 

45 Class 1000 dassification. The placement of the high effidency particulate air filters are highly asymmetric to provide 
maximum protection to the open mouth of the bottles. 

In a typical bottie manufacturing and filBng scheme, mokjed bottles are manufactured In another location and 
shipped to the filling site. Normal bottie manufacturing is not performed in a deanroom and bottles are placed Into card- 
board overpacks for transportation to the filling location. In transit some cardt»oard dust inevitably becomes attached to 

50 the outside of the boVAe while some may find its way into the containers, providing particulate and metallic contamina- 
tion ("Static Forces and IWagnetic Fields - Part 1 - Research on Adhesion of particles to Charged W&fers Critical in Con- 
tamination Control" - MiCTOContamination, October 1989 - Ohm, T, !nal>a, H, and Takenami, T). The deanliness of tiie 
bottles as delivered in cardtjoard overpacks were tested before filling and compared to the botties manufadured in a 
deanroom environment (Table 1). 

55 



4 



EP 0 741 080 A1 



Table 1 



20 



Particles on Exterior Surface of Bottles 
Standard vs. Cleanroom Manufacturing 


Standard Environment 


Bottle No. 


0.3 Jim 


0.5 


1.0 \m 


1 


146 


67 


33 


2 


3193 


2345 


1635 


3 


710 


508 


373 


4 


55 


44 


38 


5 


108 


79 


44 


6 


390 


284 


175 


7 


60 


37 


25 


8 


162 


93 


51 


Average 


603 


432 


297 


Cleanroom Environment 


Bottle No. 


0.3 \im 


0.5 nm 


1.0 nm 


1 


35 


23 


18 


2 


56 


32 


18 


3 


119 


72 


44 


4 


46 


29 


21 


5 


57 


41 


26 


6 


12 


8 


5 


7 


367 


280 


190 


8 


34 


25 


18 


Average 


91 


64 


42 



The two data sets were compared using two non-parametric tests (Introduction to the Theory of Non- Parametric 
Statistics. John Wiley and Sons, New York, 1978 - Randies R.H, an Wolfe). Wilcoxon and Mann- Whitney, to determine 
differences t^etween the tx>ttles manufactured in a cleanroom and standard environment The tests showed that bottles 

45 manufactured in a cleanroom environment had a statistically significant lower surface particles count. 

While particle levels on the oitside of the bottle are of interest to reduce the level of contamination introduced into 
the wafer fabrication cleanroom, particles in the chemical as delivered to the customer are of utmost concern. In a drum 
dispense application, particles can be reduced by redrculating the chemical through a filter in the chemical dispense 
system prior to introduction to the disb'ibution line. With bottled chemicals, the luxury of a pre-cleanup t>efore introduc- 

so tion to the process bath is not possible, thus it is important to maintain low partides in the chemicals as delivered to the 
customer. Table 2 irxlicates the improvements which were experienced after impten>entation of ttie integrated clean- 
room briov molding facility. 
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Table 2 



Particles in Sulfuric Acid - Cleanroom Manufactured vs. Standard Bottles 
Particles in Sulfuric Acid per ml 




Cleanroom Manufactured Bottles 


Standard Bottles 


Bottle # 


>0.2 jtm 


>0.5 (im 


>1.0 )im 


>0.2jim 


>0.5 |im 


>1.0 Jim 


1 


287 


^4 


o 
o 




na 


£0 


n 
C 


213 


18 


5 


1015 


71 


12 


3 


173 


19 


6 


1669 


140 


25 


4 


170 


19 


5 


1665 


233 


' 33 


5 


156 


12 


3 


775 


52 


9 


6 


334 


47 


4 


854 


49 


8 


7 


159 


18 


6 


1733 


166 


17 


8 


209 


22 


9 


819 


58 


11 


Average 


213 


22 


6 


1262 


111 


17 


STD. DEV. 


65 


11 


2 


432 


66 


9 



£5 

The tests show that sulfuric acid filled in the integrated fadtity of this invention had purity levels statistically signifi- 
cantly superior to sulfuric acid filled conventionally into bottles not formed in an integrated facility. 

In the blow molding process, high density polyethylene resin is heated above its melting point and extruded through 
a thin annular die. During this process the HDPE molecules become elongated causing internal stresses In the polymer 

50 Annealing is a process that relieves the internal stress on the polymer nwlecules and results in shrinkage of the plastic 
bottle. Annealing of the polymer container can take place in one of two ways. First, natural annealing will take place if 
the tx>ttles are stored in a warehouse for several days. Natural annealing is slow due to the limited mobility of the high 
molecular weight polyethylene chains. A second annealing option is forced curing. This is acconplished by installing an 
annealing unit in-line to the Ixrttle handling system The annealing unit consists of a heating tunnel that increases the 

35 temperature of the bottles allowing the molecules in the polyethylene to become more mobile. By exciting the polymer, 
the polymer relaxation process proceeds quickly and the plastic container obtained in final dim©ision in a matter of min- 
utes. 

The Ideas in Motion Gemini 1000 unit installed is capable of varying the amount of the infra-red radiation as well 
as the speed of the bottle through the unit Typically, a temperature of 593'C (1 ,100*F) is used in the annealing unit. 
40 Caution must be used to avoid melting the plastic. The objective of the annealing unit is to achieve the same level of 
polymer shrinkage as would occur naturally in warehousing the bottles before use. This procedure results in bottles 
which are consistent and of unchanging dimensions produced and delivered to an automated filling line in a continuous 
process. 

Chemical quality to the semiconductor industry can be significantly imprcved with the use of an integrated con- 
4s tainer manufacturing and packaging facility. Key factors to this improvement are: 

• Polyethylene resins must be carefully controlled with respect to additives such as metallic catalysts, stabilizers, 
plastidzers, and release agents. 

• Air quality around the How molding machine and blow air quality must be non-contaminating to the containers. 

so • A cleanroom container manufacturing facility that can deliver txjttles contan^nation-free directly to the cleanroom 
packaging fadlity 

The results of such effort are clean chemicals delivered to the microelectronics customer free from additional con- 
tamination from both the inside and outside of the container. 

55 

Claims 

1 . An integrated system for production of ultra high purity chemicais in containers, said system oonprising 
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a facility for molding containers using molten resin, 

a filling area adjoining said facility wherein said containers are filed with ultra high purity chemicals, and 
means for conveying said containers to said filling area, 

said facility, said area and said conveying means all being contained in an environment maintained free of con- 
5 tamination meeting semiconductor manufacturing standards. 

2. The production system of claim 1 wherein said resin comprises high density polyethylene resin, halogenated car- 
bon polymer resin, polypropylene resin or nyfon. 

10 3. The production system according to any one of Claims 1 and 2 wherein said containers are blow nrK>lded. 

4. The production system according to any one of Claims 1 to 3 wherein said conveying means are situated in a tun- 
nel. 

15 5. The production system according to any one of Claims 1 to 4 wherein said containers are molded under conditions 
such that said containers are nmlded at a rate approximately equal to that at which said containers will be filed. 

6. The production system according to any one of Qaims 1 to 5 wherein said ultra high purity chemicals are sulfuric 
acid, acetone, hydrogen peroxide, isopropyl alcohol, phosphoric acid, nitric acid, hydrochloric add or aqueous 

20 hydrogen fluoride. 

7. The production system according to any one of Claims 1 to 6 wherein said containers are bottles, drums or tote 
packs. 

26 8. An integrated method of making containers for ultra-high purity chemicals used in the fabrication of semicorxJuctor 
wafers comprising 

forming molded containers. 

testing said containers for leaks with injected highly filtered air, 
30 exposing said containers to ionized air, 

conveying said containers to a filling area, 
exposing said containers to ionized air, 
and filling said containers, 

all steps occurring in an environment maintained free of contamination according to semiconductor manufac- 
35 turer standards. 
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